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[57] ABSTRACT 
This invention relates to compounds and methods of 
using said compounds of the formula 

wherein R1 is hydrogen, alkyl, alkenyl or alkoxycar 
bonylalkyl; Y is O or S; m is an integer of 1 to 3 and n 
is an integer of O to 1 which compounds are insect repel 
lents. 

7 Claims, No Drawings 
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ARTHROPOD REPELLANTSY 

The search for insect repellents which have a combi 
nation of excellent repellency, high residual activity and 
essentially no toxicity is a continuing one due to recog 
nition of the possible toxicity to animals or humans of 
many known insecticides. Since long lasting repellents 
avoid these problems with insecticides and provide 
essentially the same results, compounds having these 
effects are in great demand. 

Accordingly, it is an object of this invention to pro 
vide novel methods for repelling arthropods, and also 
novel compounds and compositions useful in repelling 
arthropods including stable flies, mosquitoes, ticks and 
the like. ' 

In accordance with the present invention, there are 
employed in the compositions for repelling arthropods 
an active ingredient having the following formula: 

(CH2)m Y 

N-CNHRI 

(CH2). ‘ 

‘wherein R1 is hydrogen, alkyl, for example, lower alkyl 
of from 1 to 9 carbon atoms such as methyl, ethyl, n 
propyl, n-butyl, sec-butyl, tert-butyl, pentyl, hexyl, hep 
tyl, octyl, nonyl and the like; alkenyl, for example, 
lower alkenyl of from 2 to 5 carbon atoms such as allyl 
and the like; or alkoxycarbonyl alkyl, for example, 
lower alkoxycarbonyl lower alkyl wherein the alkyl or 
alkoxy have from 1 to 6 carbon atoms wherein lower 
alkoxy can be methoxy, ethoxy, propoxy, butoxy, pen 
toxy, and the like and lower alkyl is methyl, ethyl, pro 
pyl, butyl, pentyl and the like; Y is O or S; m is an 
integer of l to 3 and n is an integer of 0 to 2. 
A preferred embodiment of this invention relates to 

novel compounds having the following formula: 

(Cl-12)," 0 

wherein m and n are as de?ned above; R3 is lower alkyl 
of from 1 to 5 carbon atoms such as methyl, ethyl, pro 
pyl, butyl, pentyl, and the like, lower alkenyl such as 
allyl and the like or lower alkoxycarbonyl lower alkyl 
such as methoxycarbonylmethyl, ethoxycarbonyl’ 
methyl, ethoxycarbonylethyl, butoxycarbonylethyl and 
the like. These compounds exhibit particularly good 
insect repellent and residual action. 

Particularly preferred compounds are: N-butyl 
l,2,3,4-tetrahydroquinolyl urea, N-propyl-l,2,3,4—tet 
rahydroquinolyl urea, N-butyl-l,2,3,4-tetrahy 
droisoquinolyl urea and N-propyl-l,2,3,4-tetrahy 
droisoquinolyl urea. 
The products of this invention are prepared by treat~ 

ing a quinoline or isoquinoline (II, infra) with an appro 
priately substituted isocyanate (Ill, infra) at a tempera 
ture in the range of from about 0° to about 50° C. in a 
suitably inert solvent such as benzene, diethyl ether 
and the like. The following equation illustrates this 
process: 
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II III 

wherein R1, m and n are as de?ned above. 
The compounds of this invention and compositions 

thereof in a variety of carriers or diluents convention 
ally used in the art. 
The amount of such compound employed in the in 

sect repellent compositions can vary between from 
about 0.1 to about 90 weight percent basis of the weight 
of the composition and will depend upon the intended 
use. 

Usually, the compositions contain between about 0.1 
to about 10 weight percent of one or more of the com 
pounds, hereinbefore described, and the compound is 
usually in intimate mixture with the carrier. 
When it is desired to use the insect repellent composi 

tion directly (i.e., without further dilution), the amount 
of the compound used can usually vary from between 
about 0.1 to 5.0 weight percent. When it is desired to 
formulate a concentrated composition, i.e., one suitable ' 
for dilution prior to end use, the compounds will usually 
be present in the composition in an amount of from 
about 0.5 to about 90 weight percent. 
The carrier employed can be any carrier convention 

ally used in insect repellent formulations. The carrier 
should also be one that will not be harmful to the envi 
ronment. The carrier can be any one of a variety of 
organic and inorganic liquid, solid, or semi-solid carri 
ers or carrier formulations conventionally used in insect 
repellent products and can be a mixture of such carriers. 
Examples of organic liquid carriers include liquid 

aliphatic hydrocarbons such as pentane, hexane, hep 
tane, nonane, decane and their analogs, as well as liquid 
aromatic hydrocarbons. Examples of otherliquid hy 
drocarbons include oils produced by the distillation of 
coal and the distillation of various types and grades of 
petrochemical stocks including kerosene oils which are 
obtained by fractional distillation of petroleum at be 
tween 84" C. and 130° C. and which usually have a ?ash 
point between 18° C. and 32° C. 
Other petroleum oils include those generally referred 

to in the art as agricultural spray oils which are light 
and medium spray oils consisting of the middle fractions 
in the distillation of petroleum and have a viscosity in 
the range of from about 40 to 85 sec. Saybolt and 4° C. 
and are only slightly volatile. These oils are usually 
highly re?ned and contain only minute amounts of un 
saturated compounds as measured by standard sulfona 
tion tests. The customary sulfonation range of such oils 
is between 90% and 94% of unsulfonatable residue. 
These oils are paraf?n oils and can be emulsi?ed with 
water and an emulsi?er and diluted to lower concentra 
tions and used as sprays. Tall oils obtained from sulfate 
digestion of wood pulp, like paraf?n oils, also can be 
employed. 

In addition to the above-mentioned liquid hydrocar 
bons, the carrier can contain conventional emulsifying 
agents (e.g., a non-ionic surfactant such as an ethylene 
oxide condensate of octyl phenol or an anionic surfac 
tant such as an alkali metal salt of an alkylbenzenesul 
fonic acid). Such emulsi?ers are used to permit the 
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composition to be dispersed in and diluted with water 
for end use application. _ 
When paraffin oils are employed as carriers in the 

insect repellent compositions of this invention, they are 

4 
The above-described compositions can be employed 

per se or can be diluted with suitable liquids or solids to 
repel common flying and crawling insect pests, such as 
roaches, moths, house and stable ?ies, termites, ?our 

usually used in conjunction with an emulsi?er, the mix- 5 bettles, bean beetles, weevils, ticks, chinch bugs, lice, 
ture being diluted with water immediately prior to the ants, chiggers, mosquitoes and the like. The composi 
end-use application. Other suitable paraffin oils, particu- tions, when used to contact an insect environment, 
larly those used with emulsions, are referred to in the effectively repel the insects. By way of example, one 
art as heavy paraffin oils and usually have a viscosity advantageous embodiment of a composition of this in 
greater than 85 sec. Saybolt at 4° C. 10 vention comprises from about 0.1 to about 90 percent, 

Other advantageous organic liquid carriers can in- preferably 0.1 to about 10 percent by weight of an ac 
clude liquid terpene hydrocarbons and terpene alcohols tive compound falling within the scope of this inven 
such as alpha-pinene, dipentene, terpineol, and the like. tion, in intimate mixture with one or more of the above 
Still other liquid carriers include organic solvents such mentioned carriers. 
as aliphatic and aromatic alcohols, esters, aldehydes, 15 Insect pests can be repelled by contacting the surfaces 
and ketones. Aliphatic monohydric alcohols include on which the insects may alight or crawl with a liquid, 
methyl, ethyl, n-propyl, isopropyl, n-butyl, sec-butyl solid or semi-solid composition. The contact can be 
and t-butyl alcohols. Suitable dihydric alcohols include accomplished directly (e.g., by atomizing the composi 
glycols such as ethylene and propylene glycol and the tion into the air as a liquid or as a dust so that the mate 
pinacols (alcohols having the empirical formula: 20 rial will fall on the desired surfact). 
C6H12(OH)2. Suitable polyhydroxy alcohols include By way of further example, insect-infested animals, 
glycerol, arabitol, erythritol, sorbitol, and the like. Suit- such as dogs with ?eas or poultry with lice, cows with 
able cyclic alcohols include cyclopentyl and cyclohexyl ticks may be treated with the insect repellent composi 
alcohols. tions by contacting the fur and/or feathers and the lice, 

Conventional aromatic and aliphatic esters, alde- 25 fleas and ticks contained therein, thereby ending the 
hydes and ketones can be employes and are usually used insect infestation. Also, granaries and silos can be 
in combination with the above-mentioned alcohols. Still treated with the compositions of this invention, prior to 
other liquid carriers including high-boiling petroleum, grain storage, to prevent beetle, weevil, and other insect 
products, such as mineral oil and higher alcohols, such infestations in the grain to be subsequently stored. Food 
as cetyl alcohol can also be employed. Additionally, 30 packaging elements or containers including ?ber, card 
conventional “stabilizers” or “synergizers” such as t- board or wooden shipping containers or storage bins, 
butyl sul?nyl dimethyl dithiocarbamate, can be em- ?our sacks, and the like, can be treated with the compo 
ployed in conjunction with, or as a component of, the sitions of this invention to prevent insect infestation. 
carriers com risin the com ositions of this invention. 

Solid carrigrs wiich can bl; used in the compositions 35 EXAMPLE 1 
of this invention include ?nely divided organic and N-Butyl l,2,3,4-Tetrahydroquinolyl Urea 
inorganic solid. magerials‘ sulgable ?nely divided Solid To a 300 ml., 3-necked ?ask, ?tted with a stirrer, 
morgaluc came" mchlde slhceous. mmerals,such as condenser and dropping funnel is added a solution of 
clay’ mcludmg bentomte.’ attlipulglte’ fuller S .ea.rth’ tetrahydroquinoline (13.3 g.; 0.1 mole) in diethyl ether 
diatomaceous earth, kaolm, mlca, talc,_ ?nely divided 4O (50 m1_)_ A solution of n_buty1 isocyanate (99 g_; OJ 
‘Ha?z’ and the. hke’ as we“? Synthetlcally prepafeq mole) in diethyl ether (10 ml.) is then added dropwise. 
Slhceous mammals.’ Such as slhca aerogels and preclpl' The reaction mixture is stirred at room temperature for 
tated and fume slhcas' . . . . . one-half hour. The ether is removed and the residue 
. Examples of ?nely dwlded solid Organic mammals distilled to afford 20 grams of N-butyl l,2,3,4-tetrahy 
include cellulose, sawdust, synthetic organic polymers 45 dmquinolyl urea’ hp. 175.480. C115 mm‘ 
and the hke' . . . . By following substantially the procedure of Example 
. Example? of seml'sqhd camel-.5 Include PetrPleum 1 and by substituting for the tetrahydroquinoline recited 
Jelly’ lanoim and .the hke’. and “11.x turlas of hguld and therein an equimolar quantity of Compound A and by 
Sohd earners whlch pmvlde seml'sohd earner prod- substituting for the n-butyl isocyanatoacetate recited 
ucts' 50 therein an equimolar quantity of Compound B, the fol 

lowing products are obtained: 

Ex. No. Compound A Compound B Product Yield 

2 l,2,3,4-tetra- Methyl isocyanate N——Methyl l,2,3,4— 14.5 g. 
hydroquinoline tetrahydroquinolyl urea, 

b.p. l60°-l65° C./2.0 mm. 
3 l,2,3,4-tetra- n-Propyl iso- N—Pi'opyl l,2,3,4- 16.0 g. 

hydroquinoline cyanate tetrahydroquinolyl 
urea, b.p. l65°-l70° C./ 
2.0 mm. 

4 l,2,3,4-tetra~ Ethyl isocyanate N-Ethyl 1,2,3,4- 16.0 g. 
hydroquinoline tetrahydroquinolyl 

urea, b.p. l65°-l67° C./ 
2.0 mm. 

5 l,2,3,4-tetra- Allyl isocyanate N—Allyl l,2,3,4- l7.0 g. 
hydroquinoline tetrahydroquinolyl 

urea, b.p. l70°-l75° C./ 
' 1.5 mm. 

6 l,2,3,4-tetra- Ethyl isocyanato- N—Ethoxycarbonyl- 21 g 
hydroquinoline acetate methyl l,2,3,4 
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-continued 
Ex. No. Compound A Compound B Product Yield 

tetrahydroquinolyl 
urea, b.p. l75°—l80° C./ 

Y 1.0 mm. 

7 l,2,3,4-tetra- Hexyl isocyanate N—Hexyl l,2,3,4- 11.0 g. 
hydroquinoline tetraquinolyl urea 

8 l,2,3,4-tetra- Octyl isocyanate N-Octyl l,2,3,4~ 13.0 g. 
hydroquinoline tetrahydroquinolyl urea 

9 l,2,3,4¢tetra- Methyl isocyanate N-Methyl l,2,3,4- 16 g. 
hydroisoquinoline tetrahydroisoquinolyl 

urea, b.p. 189-190‘ C./ 
. 2.0 mm'. 

10 l,2,3,4-tetra- - n-Butyl isocyanate N-Butyl 1,2,3,4- 19.0 g. 
hydroisoquinoline _ gtetrahydroisoquinolyl 

urea, b.p. l95°-200° C./ 
2.0 mm. 

ll l,2,3,4-tetra- n-Propyl iso- N-Propyl l,2,3,4- 17.0 g. 
hydroisoquinoline cyanate tetrahydroisoquinolyl 

‘ urea, b.p. l75°—l80° C./ 
. 1.5 mm. 

12 l,2,3,4-tetra- Ally] isocyanate N—Allyl l,2,3,4- 19.5 g. 
hydroisoquinoline ‘ - tetrahydroisoquinolyl 

urea, m.p. 72°-73° C. 
13 l,2,3,4-tetra- n-Butyl iso- N—Carboxybutoxy- 24.0 g. 

hydroisoquinoline cyanatoacétate ' methyl 1,2,13,4 
. . > tetrahydroisoquinolyl 

urea 

The following test description and results illustrate 
the use of the novel compounds of this invention. . -contmued 

Repellency Screen 30 Protection Time 

Male albino guinea pigs (Perfection Breeders) are Yen” Ff’v“ 
divided into groups of 2 each and placed into individual Example No‘ Stable Fly Mosqmw 
cages in a rodent battery equipped with an automatic 2 ?g ?g 
watering system. Individual animal body weights 9 05H m 
ranged from 450 to 600 g. Feed and water were pro- 35 10 0.511 an 
vided ad libitum. Guinea pigs are prepared for testing 11 0-5" 813 
by clipping a patch of hair from the back with a size 10 12 NA 0'5“ 

. . . . . 1.3 3H 3H 

clipper blade. This permits a residual amount of hair to 
be left on the animal. 

Test compounds are formulated as 5% solutions in 40 What IS Claimed 15: 
acetone. A 2.5 ml. volume of test solution is applied 
with a medicine dropper pipette to an area on the ani 
mal’s back measuring approximately 7 cm. X 5 cm. This 
application results in a deposit rate of 3.5 mg./cm.Z. 
Two guinea pigs are treated with each compound. The 
test animal is anesthetized with sodium pentobarbital 
administered intraperitoneally at the rate of 35 mg./kg. 
and is placed in a cylindrical plastic cage with only the 
treated portion of the back exposed. The masked animal 
is introduced into an insect cage ?lled with either 
starved stable flies or yellow fever mosquitoes. Approx 
imately 500-1000 insects are used as the challenge. The 
treated guinea pig is exposed to the test insects for a 
5-10 minute period initially and at 3 hours post-treat 
ment and then on a daily basis until the repellency activ 
ity of the compound terminates. The residual repellency 
activity of a compound is regarded as terminated when 
three or more test insects fed on the guinea pig during 
the exposure period. N. A. means not active at the test 
dose. 

Protection Time 
' Yellow Fever 

Example No. Stable Fly Mosquito 

l - 15 Days (D) 9 Days (D) 
2 3 Hours (H) 1+D 
3 13D ' 9D 

4 1D 2D 
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1. A method for repelling arthropods which com 
prises applying an effective amount of a compound of 
the formula: 

Y 

N-CNHRI 

wherein R1 is hydrogen, lower alkyl of from. 1 to 9 
carbon atoms, lower alkenyl of from about 2 to 5 carbon 
atoms, or lower alkoxy lower alkyl wherein the alkyl or 
alkoxy have from 1 to 6 carbon atoms; Y is O or S; m is 
an integer of l to 3 and n is an integer of 0 to 1. 

2. The method of claim 1 wherein the repellent com 
prises a compound of the formula: 

(CH2)m 0 

N-CNHR3 

(0142)" 

wherein R3 is lower alkyl of from 1 to 9 carbon atoms; 
lower alkenyl of from 2 to 5 carbon atoms or lower 
alkoxy carbonyl lower alkyl wherein the alkyl or alk 
oxy have from 1 to 6 carbon atoms; m is an integer of 
from 1 to 3 and n is an integer of 0 to 1. 
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3. A method for repelling arthropods which com 

prises applying an effective repellent amount of N-butyl 
l,2,3,4-tetrahydroquinolyl urea. ' g 

4. An insect repellent composition which comprises a 
compound of the formula: 

(CHDm Y 

wherein R1 is lower alkenyl of from about 2 to 5 carbon 
atoms or lower alkoxy lower alkyl wherein the alkyl or 
alkoxy have from 1 to 6 carbon atoms; Y is O or S; m is 
an integer of l to 3 and n is an integer of 0 to 1 and an 
inert carrier. 

5. An insect repellent composition which comprises a 
compound of the formula: 

(CH2)m\ 
/ 

((332),; 

wherein R3 is lower alkenyl of from 2 to 5 carbon atoms 
or lower alkoxy carbonyl lower alkyl wherein the alkyl 

1O 
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8 
of alkoxy have from 1 to 6 carbon atoms; In is an integer 
of l to 3>and n is an integer of O to l and an inert carrier. 

.6. A compound of the formula: 

(CH2)m Y 

wherein R1 is lower alkenyl of from 2 to 5 carbon atoms 
or lower alkoxycarbonyl lower alkyl wherein the alkyl 
or- alkoxy have from 1 t0 6 carbon atoms; Y is O or S; m 
is an integer of l to 3 and n is an integer of 0 to l. 

7. The compound of claim 6 of the formula: 

(0112)», 0 

wherein R3 is lower alkenyl of from 2 to 5 carbon atoms 
or lower alkoxycarbonyl lower alkyl wherein the alkyl 
or alkoxy have from 1 to 6 carbon atoms; In is an integer 
of from 1 to 3 and n is an integer of 0 to l. 

i i i i l‘ 


